S 2 substrate) was added dropwise, and the reaction mixture was warmed to rt and stirred for 3-12 h.
The reaction vessel was then opened to air, and pH 7 buffer (1 mL/0.1 mmol substrate), and methanol (2 mL/0.1 mmol substrate) were added. The resulting mixture was cooled to 0 °C, 30% aqueous H 2 O 2 (2 mL/0.1 mmol substrate) was added slowly, and the reaction mixture was warmed to rt and stirred for 1 h. The mixture was diluted with ether (10 mL/0.1 mmol substrate) and water (5 mL/0.1 mmol substrate), then was transferred to a separatory funnel. The layers were separated, and the organic layer was washed with a saturated aqueous solution of FeSO 4 
General Procedure B: Method to Assess Enantiopurity of Products via Conversion to
Methyl Esters (19, S1, S3). In order to assess the enantiomeric purity of the products formed in the tandem Wittig-rearrangement/Mannich reactions, the 2-phenylcyclohexyl esters 4-5, and 7 were converted to the corresponding methyl esters 19, S1 and S3 using the following procedure.
The glycolate ester (1.0 equiv) was dissolved in methanol (0.1 M) and added to a flame-dried 2-neck flask fitted with a reflux condenser under nitrogen. A solution of NaOMe (4.0 M in MeOH) was added, and the reaction mixture was heated to reflux and stirred until the starting material had been completely consumed as judged by TLC analysis (ca. 2 h). The reaction mixture was cooled to rt, quenched with 1 M HCl (1 mL/0.1 mmol substrate) and concentrated in vacuo. The crude residue was diluted with H 2 O (1 mL/0.1 mmol substrate), and extracted with Et 2 O (3 x 2 mL/0.1 mmol substrate). The phases were separated, and the combined organic layers were dried over anhydrous sodium sulfate, filtered, and concentrated in vacuo. The crude methyl ester product was purified by flash chromatography on silica gel. The enantiopurity was subsequently determined by chiral HPLC analysis.
S 3
For purposes of comparison, racemic amino-alcohol methyl esters were prepared from the corresponding O-benzyl or O-allyl methyl esters, 7 using a procedure identical to that described above. 
General Procedure C: Method to Assess Enantiopurity of Products (S4, S4-S12) via
Reduction to Triol and Conversion to Mosher Ester. In order to assess the enantiomeric purity of the products formed in the tandem Wittig-rearrangement/Mannich reactions, the 2-phenylcyclohexyl esters 6, 8-11, 13-14, and 16-18 were converted to the corresponding Mosher esters S2, and S4-S12 using the following procedure. The glycolate ester (1.0 equiv) was dissolved in THF (0.1 M) and cooled to 0 °C. A solution of LiAlH 4 (2 equiv/mmol substrate, 1.0 M in THF) was added, the reaction mixture was warmed to rt, and stirred until the starting material had been completely consumed as judged by TLC analysis. The reaction mixture was cooled to 0 °C and quenched with H 2 O (1 mL/0.1 mmol substrate). The crude residue was diluted with Et 2 O (2 mL/0.1 mmol substrate), 10 M NaOH was added (1 mL/0.1 mmol substrate), then H 2 O (0.5 mL/0.1 mmol substrate) was added. The phases were separated, the inorganic precipitate was washed with ether (3 x 2 mL), and the combined organic layers were dried over anhydrous sodium sulfate, filtered, and concentrated in vacuo. The crude triol product was purified by flash chromatography on silica gel. ).
The enantiopurity of the title compound was assessed by conversion to the corresponding methyl ester (19) through reaction with NaOMe using General Procedure B. This procedure afforded 27 mg (62%) of 19. The enantiopurity of the methyl ester was determined to be 96% ee by chiral HPLC analysis (chiracel AD 0.46 cm x 15 cm, 10% isopropanol/ hexanes, 0.5 mL/min, RT= 23.9 and 28.4 min). ).
S 5

S 6
The enantiopurity of the title compound was assessed by conversion to the corresponding methyl ester (S1) through reaction with NaOMe using General Procedure B. ).
The enantiopurity of the title compound was assessed by conversion to the corresponding Mosher ester (S2) using General Procedure C. This procedure afforded 17 mg (57%) of S2. The enantiopurity was determined to be 83% ee by 19 F NMR analysis. ).
The enantiopurity of the title compound was assessed by conversion to the corresponding methyl ester (S3) through reaction with NaOMe using General Procedure B. This procedure afforded 20 mg (55%) of S3. The enantiopurity of the methyl ester was determined to be 90% ee by chiral HPLC analysis (chiracel AD 0.46 cm x 15 cm, 5% isopropanol/ hexanes, 0.2 mL/min, RT= 86.5 and 95.7 min). ).
The enantiopurity of the title compound was assessed by conversion to the corresponding Mosher ester (S4) using General Procedure C. This procedure afforded 6 mg (43%) of S4. The enantiopurity was determined to be 90% ee by 19 F NMR analysis. ).
The enantiopurity of the title compound was assessed by conversion to the corresponding Mosher ester (S7) using General Procedure C. This procedure afforded 27 mg (50%) of S7. The enantiopurity was determined to be 94% ee by 19 F NMR analysis. (+)-(2S,4'R,5'S)-4'-Benzyl-4'-oxo-5'-phenyloxazolidine-5'-carboxylate-3,3,3-trifluoro-2 ).
(+)-(2S,3'R,4'S)-3'-Allyl-4'-benzylamino-4'-(p-fluorophenyl)-3,3,3-trifluoro-2-methoxy-2-phenylpropanoate (S7
(-)-(1R,2S,2'R,3'S)-2-Phenylcyclohexyl-2'-benzyl-2'-oxo-3'-phenyloxazolidine-5'-carboxylate (13). The reaction of (-)-(1R,2S)-2-phenylcyclohexyl-2'-(benzyloxy)acetate (3a)
The enantiopurity of the title compound was assessed by conversion to the corresponding Mosher ester (S10) using General Procedure C. This procedure afforded 21.3 mg (51%) of S10.
The enantiopurity was determined to be 96% ee by ).
The enantiopurity of the title compound was assessed by conversion to the corresponding Mosher ester (S11) using General Procedure C. This procedure afforded 12.2 mg (53%) of S11.
The enantiopurity was determined to be 91% ee by ).
The enantiopurity of the title compound was assessed by conversion to the corresponding Mosher ester (S12) using General Procedure C. This procedure afforded 13.4 mg (67%) of S12.
The enantiopurity was determined to be 90% ee by 1.0 equiv) in dichloromethane (0.6 mL) and cooled to 0 °C. Trifluoroacetic acid (0.6 mL) was added dropwise, and the resulting solution was warmed to rt and stirred until the starting material had been completely consumed judged by TLC analysis (ca 1 h). Aqueous sodium carbonate (1.5 mL) and dichloromethane (8 mL) were added, and the resulting mixture was transferred to a separatory funnel. The layers were separated, and the organic layer was dried over anhydrous sodium sulfate, filtered, and concentrated in vacuo. The crude product (24 mg, 0.06 mmol, 94%)
Assignment of Stereochemistry
was added as a solution in acetonitrile (0.6 mL) to a flame dried two-neck flask fitted with a reflux condenser. Carbonyldiimidazole (10 mg, 0.06 mmol, 1.1 equiv) was added and the S 22 reaction mixture was heated to reflux until the starting material was completely consumed as judged by TLC analysis (ca 14 h). The reaction mixture was cooled to rt and concentrated in vacuo. The crude residue was diluted with H 2 O (1 mL/mmol substrate), and extracted with dichloromethane (3 x 3 mL/mmol substrate). The phases were separated and the combined organic layers were dried over anhydrous sodium sulfate, filtered, and concentrated in vacuo.
The crude product was purified by flash chromatography on silica gel affording 22 mg (84%) of the title compound as a white foam. 
